SUPPLEMENTARY EXPERIMENTAL DETAILS
Kinetics of polymer brush growth. The kinetics of brush growth was monitored via ellipsometry (on dry films), using 1 cm 2 substrates cut in a silicon wafers (Compart Technology Ltd) coated with a thick gold film (15 nm chromium, 200 nm gold). A self-assembled monolayer (SAM) of thiol 1 was deposited onto these substrates by incubation in a 5 mM ethanolic solution overnight. For mixed monolayers, displaying reduced surface densities of initiator 1, a mixture of 1 with octylthiol 5 (Aldrich) was used (the total concentration of thiols was kept constant at 5 mM).
Example of procedure for POEGMA-brush growth (other experimental conditions tested are gathered in FigS1, together with the obtained brush growth kinetics): a solution of CuBr 2 (9 mg, 40 µmol), bpy (160 mg, 1.0 mmol) and OEGMA (6.3 g, 17.5 mmol) in water (11 mL) was degassed using nitrogen bubbling for 30 min. CuCl (41 mg, 410 µmol) was added to this solution and the resulting mixture further degassed for 15 min before transferring to a flask containing the initiatorcoated gold surface under inert atmosphere. The polymerisation was stopped at different time points, the resulting substrates washed thoroughly in deionised water and ethanol, dried in a stream of nitrogen and analysed by ellipsometry.
Stability of POEGMA brushes. Gold substrates (based on silicon wafers) coated with POEGMA brushes with various thicknesses (at full initiator density) and grafting densities (the initial thickness being kept between 13 and 23 nm) were immersed in a solution of 10 mL PBS, at room temperature. Their dry thickness was measured by ellipsometry at different time points. Before each measurement, the sample was taken out of the PBS solution, washed thoroughly with deionised water and dried in a stream of nitrogen. The PBS solutions were changed every two weeks.
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